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6210. PRIMARY CIRCULAR SUTURE OF THE ARTERIES IN INFECTED 
WOUNDS (Russian text) - Sichenikov I. A. - KHIRURGIYA 1958, 6 
(98-106) Tables 1 INus. 3) ~————"———__ 

-Experiments were carried out on 74 dogs; 62 experiments with administration of 
antibiotics and 12 without antibiotics. Arteries were sutured mechanically in 35 
cases and manually in 39. Primary circular suture in suppurating wounds gave 
favourable results in the first group. Best results were obtained if surgical treat- 
ment of infected wounds was carried out within 24 hr. after their infliction. The 
results depend to a great extent on the rational choice of antibiotics, based on 
analysis of the wound microflora. Mechanical suture has considerable advantages 
in infected wounds over the manual suture. The results of these experiments make 
it possible to recommend wider application of primary suture of arteries, even in 
conditions with pronounced inflammation. 
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PURPOSE: This collection of papers {s intended to furnteh tnforaation on industrial 
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FIL\PPOV, B.S., nauchn. red.; LERNER, R.Z., nauchn. red.; 
GOL?DIN, Ya.A., glav. red.; KULESHOV, M.M., red.; POLOTSK, 
S.M., red, 


[By--product. coke industry] Koksokhimicheskoe proizvodstvo. 
Moskva, Metallurriia, 1965. lt p. (MIRA 18:7) 


1. TSentral'nyy nauchno-issleisvatel'skiy institut ine 
formatsii i tekhniko-ekonomicheskikh issledovaniy chernoy 
metallurgii. 2. Direktor TSentrali'nogo nauchno-issledova- 


tel’?skogo instituta informatsii i tekhniko--ekonomicheskikh 
issledovaniy cshernoy metallurgii (for Kuleshov). 
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SICGHER, J., FARKAS, J. 


Sicher, J., Farkas, J. "Studies in the chloramphenical series." V. Analogues containing 
cnlorine in the side chain and oxazolines. 0. 552 CASOPIS PRO PESTOVANI MATEMATIKY. 
CZECHOSLOVAK MATHEMATICAL JOURNAL. Vol. 47, no. 4, Apr. 1953, Praha, Czechoslovakia. 


50: Monthly List of East Suropean Accessions, LC., Vol. 3, No. 1, Jan. 1954, Uncl. 
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SICH#R, J.; SVOBODA, M.; FARKAS, J.: SORM, F. 


Studies in the chloramphenicol series. Part 7, The side reactiona 
in the reduction of dehydrochloramphenicol [in English with summary in 
Russian], Sbor.Chakh.khim.rab. 19 no.2:317-329 Ap '54, (MLRA 7:6) 


1, Department of Organic Synthesis, Institute of Organic Chemistry, 
Czechoslovak dkademy of Science, Prague. (Chloromycetin) 
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10% NaOH, extg. the liberated buse with Et,O., adding with 
cooling 20 g. Mcf, evapg, the excess Mel and Et,0 in vaca, 
Stirring the erystals with 100 mi. ROI, treating the mixt. 
' with NaCH(CO Ut) Iprepl, from 2.2 g. Na and 15 g, 
‘ - CHACOSEOS tn le int, KOE, re fiz the inixt. until 
; sto more MeN escaped (8 firs.), distg. off the EtOH, dis- 
solving the Natoin th, reflusing the crude ester 223. 
(MeO, COLCOCHEICILCU(COME RS with 40 ink Hie, 
; : NaOH 2 Tiss avid fviang The mint, dee; wboxytating thy fie 
eae tei ui fonda, ef PP? ‘nd, ‘Hing. the eruete avid - 


te MEG p. B, BACON COe Hla 
COIL CHIE), Tw EH, Hseenenatindy: ‘ul 23 
ink Act Paver tn. SFB UMC @t 80 90% ave Whe 
234 Ue a fori rave ELCOAT GV! beg TK 
' pe lem 24g. iV ay Tectia Tbe. af, me wate: 750 wl 


- . * 
Os eee at . . : Ee “3 : 
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~ x EAT BNET MOSES TESTU OUT OTE WETS | EERO UE TE BS ECE SUES ITTIE EB PTET PEE Pg PPT eT EG FE NS ee G . " ‘ 
go. oe ata fer . 
Sidhe jcc 
gs . ae 
mn 5 Is Shep ees 5 eect aeeneen a s0r tenes 
off Sterpechemleal _ studies. Introductory remarks, 


jig 
pict ( czech. Akad. véd, Prague), Chent. Listy 49, ie TT 


CoftecTionw Czechoslov. Chem. Communs. 20, 1386-00 ' NV days, dild) with 608 iI: IO, ext: 


a BUD ral. $10, extd. with’ KIO, the BGO | 
(1955) in Kugl.).—-A program for the following series of evapd., the residue distd): with CyNy aud crystd.’ ‘The:| : 
Papers on stereochemistry of noncyclic compounds is dis- _ Compds. of the general foruitla RCH(OH)CHR’NHCSPh : 
played, and the fundamental terms are explained. 1. are given (R, R’, configuration, methail of prepn., yield in. 
‘Steric course cf the acid-catalyzed cyclization of N-thio. - _ 7, and m.p.): Me, Me, thera la), 3 #2, 60-1° (from CyHe 
benzoyl derivatives of 1,2-amino alcohols. A new stereo- petr, ether); Me, Me, eryttra (1D, 8, 34, 85° (from CgHe- =! 
specific reaction. fit Farkaé and Jifi Sicher. Chem. : _ Petr. ether); Ph, Me, dhreo (11), A, ©, 3% and 30%, a 
Listy. 49, 1320-9; “Collection Czechostov. Ciem. Communs. : 79-80° (from. CHy-petr. ether); Ph, Me, erytkro (V),,4,  j 
20, 1391-1401(1955)(in English}—A new stereospecific 167, 136° (om Cie [PHCSSCHCOH salt of erythro. : 
reaction was found in the acid-catalyzed cyclization of N- i PRCHCOH)CHMeNHy, m. 141-2"); iMe, Ph, threo (W)C, | 
Uniobenzoyl derivs. of epimeric 1,2-amino alcs. The threo- 32, 115-16° (from EtOH); Me, B 


4, drytiro (VI), 4, 20, | 
‘epimers give exclusively trans-2-osazolines, the erythro- - ‘192° (from EtOH); Ph, COE, bhreb (YIL), A, '46, 89-t0° 
epimers yield only 20-10% ¢fs-2-oxazolines whereas the Crowe C57. petr. ether); Phi, COEt, erpthro (VEIL), A, BI, . 
surain reaction products are trans-2-thiazolines. The start- » 140-4" (from KeOH), Pho Bh. thres (EX¥, C 85, 158° fener * 
ing RCH(OH)CH(NH,)R’ (1) were prep. according to the 


i * EtOH) fh» eaction seqnire ‘days for completion; ather- | 
literature. Physical consts. are given for:. R&ER!/=Me, : wise; an adda. compd. at | He OxenHlite atid: the prodiet 
threo, w. 18-19°, nig 14450; erythro, m. 42-3°; R=Ph. (1:1), i. 118-20°, is iscdateil} : Ph, Eb,'2r ythro (X), A, 46, 
R’=CO.Et, threo, m. 81-2°; erythro, m. 84°; R=R’=Ph, i34-B° (from ErOH); cyelahexs], Mis, grstkro (XD), A, 77, 
trea, in, 126-89; erythra, m. 163°. Hydrogenating 7 g. 141° (from 806, EcOH); : iu: -cyclohtceyl, erythro (aD), wt, 
erythrocompd. R=Me, R’=Ph in So EtOH (210° ,. 92° (from CyHepeer. ethiir). Cuctization of Ta was 


ctl.) cantg. 0.2 ethanolic HCI, over 0.7 g. PtO; at 13°, , 
| 


carried cut a3 foliews: 0.004 iniole Tn-KEL was heated with 5 

extg. the alkulized mixt. with ether, and treating the’ mil. 10% HC! in EtOH in a! sealed ‘tbe at 100° until thee 

tbase with excess HCL in EtOH gave 3.1 g. LHC (R = yellow color disappeared. Pivo thicils of the EtOH was “ 
Me, R’ = Clin) mw. 189-90°. The thiobenzoyl derivs. distd. off ac 45 mm., and the xusidue was treated with HO. |! 

“of the ainine ales., RCH(OHJCHR'NHCSPh, were prepd. With TIT, V, Vil, IX, und VI, eryst. RCH(OB2)}CHRUNIECL | 

sind ways: method {2 0.01 mole of the amino ale, in 10 mil. - (KITE) deposited, the methcr liquors ‘quaig. the correspond. 

ICs EN was heated bhe at 10? with G01] tale PhCSSCH,- ing thiazolines were allalizid with bel NHs, extd. with: 

1CO.H, the mixe. did. with LOU tal. Er,0, the ether layer peter. ether, the petr, ethtrievapd.. iad the residual: thi- pe aa 
extd. with OC HCL with a satd. soln. of NaHCOy, the ether agoline dist. Broa: the eq: dayee a¥eer the extn. of the: | ? 
distal. off, aud the residue stirred with petr. ether and thiazdlines with pet. ether, small: imis. of RCH(OF ) ee i 
reerystd. Method 2: A solu. of 0.01 mole PHSSCH.COoH : CHR!NHBzcrystd.on standing, Trankformation of the lhrea : 
si 16 aml. 2N NaOte was added to 0.0L mole of the amina derivs. to XH (compd., hrs. is reaction, yield in %, m.piok 2 0! 
pile, or its HCI salt, the mixt. allowed to stand 5 hrs. at 20°, RW): UI; 2, 62, 198-200° {feom BuDH-H0); back acyl: > | f 
_the thiobenzoyt deriv. filtered of and crystd. Method C: , bors ae ks - eve i 
a 2-oxazoline deriv. (0.62 mote) was added to ve. ral, of a+ : 

soln. of (NEGS iu MeOH, = -<‘xt, allowed tu stand 10 2° ae 


aeotg fs : 3 
E k piety: Hit 
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TIRE Siepes 


: inigration gave threo-PhCH(OH)CHUMeNHB2, m. 1277; 
Vs 2, 57, 190-19 (from 56% HCL), hack acyl migration gave 

threa-MeCH(OU)CUPANHB:, om. 147° (from EtOH): 
VUE: 2, 41, LOO-2° (from 50% ICI); IX: 2, 73, 210° (from 
‘EtOH-H:0); 1 gave trans-MeCH.CHMe.N:CPh.O (XIV). 
: [ee ean 


HCE salt, Lahr. G1%., nt. 193-4? (from EtOH-Et.Q), The 
yeyclization of the erythro derivs. gave RCH. CHRUN: CPS 
y ‘ J 


f epiniers. 
lib. 
and distg. : 


, the, ext, yielded 8.9 g. trans-ColnCH.CH MeN: CPA.O, 
is “esse esa Pee: 
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“eas IISF7} picrate, im. VIA*. rom EsOu); | 


, Reaction 


of N-acy! derivatives of 1 Z-amiino thicls in heidie solution. aa 
Jit Sichier and Mioslav Svoboda. [Chesit. Ligh! 49, 1330-5; | 
Collection Cecehaites Chem. Commins. 20, TOG RUGS Kin | 
- English)—The epimeric :Jhree-: and erythreRCH(SAc)-: |: 
CHR’NHCOR®’ (1) behave differdiitdy in: acidic metlium. 
After the formation of the commoet inttimditiale, a 12- 
hiydroxythiazolidine deriv., the :tArco-epiniits : 
e _cively derive, of trans-2-thiazoling (Ifa) wherts 
*@pinfers give, in adda. -te cis-2-thiazoliid (lb), RCH. + 
(SCOR CHRINI LICL GHD, 
itive stbstantially larer anits. of [4 thay the Bz derivs. 
The ditfer@it: beluivior is explained: ax folloas: ae 
% tion of Ma-from trans-2-hydroxythiagoline if nt sterically ¢ 1 
: ‘impeded since the introduction of 4 doubld bead does not 5 | 
“influence the mutual distance cf R:and 2 in the threa- 
On the other hand. in: cfs-2-hystroxpthiazoling, 
fanned from the erythro-epimers, Lhe intralubtion of the: 
‘double bond restlts in increasing ‘the sterig infcraction_of 
JRoand RB’ which are hrought cf 
‘terle factors will, therefore, inet ithe: witty ale formation of... 
L(Y’. = Ph) gain, after the | aa 
a conjugation of the formed double; bond with the aromatic: : 
ring. I (R” = Me) do not-have ‘the possibili 
stich a, conjugated system, and thiectfore, the oct! migration’ 
resulting in IE will prevail over the formation ‘of Maand Ib! 
> Heating a sotn. of threo-PhCH(SAc})CHMeNH Bz (460 meg.) 
‘in EtOH satd’ with HCI 8 brs.’ a€- 100° ini: ‘sealed tube,, 
evapg. the soln. to dryness, dilg. wilh. H.0,-cxtg. with Et,0.1 | 
and chronatographing the reside utter the evapn. of thel |: ; 
£t.0 gave 320 ml. (benzene fraction) of trans-PECH. CH Mfe.~ _ : 


‘Rive exelue. 
athe erythra- 


The: Neacct}t derive. of © 


the formu 


ager. to eagh ather. The |: 


btination! of a and Hb, 


i 

i 

t 

| 

viligy af having | i ; | 
ey 

‘ 

t 

: 

i 
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2 s 
N:CPh.S; picrate, m. 141-2° (from EtOH). Heating 2 iquors after tientment with petr ether)! Heating 19 bFS 4) i 
—_——— gave IV exclusively. TY was iohtained by pefluxing } bres: 
soln. of 3.13 g. erythro-PhCH(SAc)CHMeNHBz in EtOH. 0.52 g- threo-PaCH(SH)CH(NH;CO-Et isith 0.3 g. Pace). - 
100°, filtering off 180 mg. of = {(OEt): NH in.5 wrk, CHCl, dilg--the mixt, with 20 mbt 
"3 times with a:simall vol. HO. Heating!! . 


(10 ml.) contg- HC 8 hrs. at 
erythro-PhhCH(SB2)CH MeN Hz I1Ch, 
ELOH-Et.O), evapg. the mother Hquors to dryness, dilg. 
i the residue with Fi, extg. the soln. with £t,0, and distg. --eatd. with HCl'4 hrs. an the: 
the ext. gave 1.35 g. 1 is-2,6-diphenyl-t-methyl-2-thiazaline, 
y baa 15°; picrale, m. 123-42 (from BrOH). Heating 1.88 


jm. 190-2" (fram FHaO and extg. : : : 
"S40. ng. three PhCH (SAc)CHPL NH Ac) jin 20 mt. EtOH !! : : 
12 ‘Rteart-bath give B70 mgs fo ee 
“frani-2-miethyl=t o-dipheny!-2-thy saline (VE, ‘boas 152°. ! : Pe 
“Similar treatment af erythro-PhOH(SACICHPRNE Ac FAVE OS 
‘94,504 cis isomer of VE, a. $7! (from ptr ether). Infra- 


z. threo-PHCH(SAc)CHPH NEB f hr. at 100° with ml, 

ARLOH satd. with HCE disty. off the ELON, adding 20 mi. “red spattra of 1V and Y and of the corres jonding oxazolines ’ 

i UO, exte. the mixt. aith EGG, evapg. ¢ solvent, ard are. given. HI. Steric course al the ‘mpaghiont of N-acyl : : 

; chromatographing the residue gave 1.59 ¢- cf rde and Tit, iderivatives of -1,2-anino alcohols with’ thionyl chlorida. |. i 
:8: eryst. *rans-,4,5-triphenyl-2-thiazofine (a), mt. Bb i Jiti Sichez ant Magdalens ‘Piinkava.: Chem. Listy 4g, : i 
4°, giving isomorphous erystals, m. 68-9°, Heating 11.4 g. "y3d8-50) coho CHEETOS ieee” Cdnminns. 20, 1400- ; é i 
i erylliro-PACH(SAc)CHPhNUBz with 200 ral. rH saed. * OAC 1 O55 iin English). ,2-Neadilaming ietihols react with | me oe 
twith FCI 6 hrs. ot the steam-bath, dists. of the EtOH, ‘ SOCH according to the configinition to Give either Doxany | : : : 

. padding S0 ml. 1,0 and Jud tnt. Eti0, filtering off the crystals: Sine Gvith inversioti), er a pecbiero amide (without inver- ee } 
"(1.68 .) of erythro. PhCH(SB3)CHPANEh.HCI, wa. 228° pears ergthre-PHOHCOH)CHM ENS itroph a oe Lae 

ron, E -Et: exte, mother fig: oF e gave. after a sho: action of: 2 2 Q2(pinitrophenyt}-- a4 a ae 
(fron, EtOH-Et.O), extg. the mother liquor with 5:9, : mnethyl-b-phenyl-2-oxaroline (IE) and on pF edonged action off 0: Fe 
netipi: erythro RhCH CLCH Me NEL : 


O, and chromatographing the residue gave - SOCh by 2 secondary re: 


-evapg. the E 
PHCE(OH)CHMeNHCOGHe ot 


6.29 g. crude and 8 g. cryst. cis isomer of (a), m. 84-3°. © am 
Hewtde 33g. threo-PuCH(SAc)CH(COsEt)NHBz with ; COC NOrp (HE). three BHT ON Sock 30% 
!100 ml. EtOH satd. with He! ) ‘ eee Bch ER ttre? Mae pv) ar tee ttt a eseoe 
5 sake beled PAC H CICH MaN i CoE, NOr, DC¥) and probably 1, hydroly-: 
Ci, threo- CHO COC ME NOrp) CH Me- 


{distg. off the EtOH, dilg. the residue 
‘tire soln, with Et-O-gave 2.9 g. of an oi! 
{ builing with petr. ether 150 g. insol. trans- 


0, ond ext... sis of witich gave 30 
2 Nis. HCl (Vi). HI and V ware sot formid by secondary 
aydrolysis of - the corresponding Qoxnwwlines since these 
‘are stable ander fhe conditions sed for die reaction with’ 
“SOCK, ° The direct: hydrolysis: of yhe ‘reagtion mixt. aficr 
‘the action of SOC upon Wiiylelded. init. of ery % 
and threonine alcohols with thé ratio of Mirco to erythire =: i 
"3:2, The ‘two following copp! 3, erythrd- and thrvo-MeCH + - : ins 


OVER 


a alee eS ete 


ATE: TUE eaa PT EL 
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“normally. 


sprepd. frouy the Ph deriv. by hydrogenation over Pto;. | 


_ configuration were prepd. for identification purposes from 
. P-uitrobenzimino ethers and Che amine alcohols. 


erythre-PROWCH MeN: (XV), in. 104-5°. 


Sie yp 

(OFJCHPhNHCOGE,NOWp (VIL, VOD, and: erythro 
and threo-C,HyCH(OH CH MeNHC,H NOLS IX, 
were transformed, with inversion, to frass- and cis-2-(p-: 
nitrophenyl)-4-phenyl d-mnethyl-2-oxazoting CXL, XW, and} 
fruns~ said cis-2-(p-nitroplionyl)-4-methyl-S-eycubexyte 
seoxazoline (XML, XLV), ‘The different result of the reaction ! 
oF SOCh with IV is ascribed to the polar effect of the Ph: 
group since the corresponding cyclouexyl deriv. X behaved! 
Hydrolysis of the @-chloro amides afforded the: 
corresponding derivs. RCH(O,CCsH NO:-p)CHR ‘NH; HGH 
having the inverted configuration. The amino atcoltals were ; 
prepd. from the appropriate isonitrosa ketones by hydro- 
genation over Raney Ni, or by the Meerwcin-Ponndorf re~' 
duetion of p-nitrobenzamide ketones during which forma-i 
tion of a 2-oxazoline deriv. was observed. The threo-cpimers |} 


_ Were obtained from the erytira-cpimers by the reaction wit 
. 


SOC followed by liydrelysis. The cyclohexyl dérivs. were | 
ersihro-PHCH(NELICIIMeOH was transformed to trans-p-{ 
micthytstyrene ovide (XEVa) (infrared spectra of cis and trans 
epoxides are given). The 2-oxazolines of cis and trans 


Hydro- 
genation Of 107 §- BeC Me: NOH in 7.51. ELOH over 160 g. 
Raney Nii at room femp. and [20-50 atm, gave 150 g, 
Refiuxing | 
U2. BzCHMOeNE: HCt with 12 g. p-O.NCsH,COCI (XVI) 
in 150 ml. Phe 6 hrs.. dist. off the PiMe, and erystg. 
the residue from ELOH gave fg. BsCH MeN CO GEL 
NO-p (XVID, mt. 128-49) Treating 37 g. HCL salt of XV 
in 300 ml. HeO with 10 ¢. NaOH in 200 ml. H,0 and 33 g. 
XVI in 500 mi. CaHs 59 min. gave 55 g. crude and 56 g. pure 
Tom. 189-909 (from EtOH). The same compd. was prepd. | 
by refluxing 2.5 brs. 9 g. XVIT with 9.2 g¢- Ciso-PrOh AL and * 
200 m1. iso-PrOHL. by decompg. the residue after the evapn: 
of the solvent with Su ini. 0. by evapg. the mixt. snd 
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‘salt in Et.O with dry Na), mo71° (front Cay). - Hydro | 


‘hrs. gave2.8g¢. PECHAgNH COC IINOr, i (XIX); ma. 156-7". " ; 
_ XVI and XVI pave 80% erytkrecPh CH(NUCOCHINOrp)- 


: The reaction of XX with SOCL afd the subsequent. hydroly+ 


. Hydrolysis of 3 


arn) a . Hota sb ab pe 
extg. the residue with AcOEt, ini a yield ¢f Sz. Dissolving | 
4.4 ¢. bin 15 mi. SOCK, evupy.-the sony stissolving the : 
residue in 60%, BUH in the presence of amt. ON HC in} 
EtOU, sefluxine the soln. 5-Timin., Hi filtcring with cr 


gave on coolitiy tg. ICH valé bETY. ra, O10 TV, (by alka 
lization bra 3s yletd), mt. 170! Ufone 255% ELOE. Ree a 
fluxing £.6 g. IV with 104, HCE $-10 hrs., exty. the soln. | - 
with Et:O, evapg. the aq. solri. tp drynesd, and erystg. from i 
EtOH and Et,0 gave 0.7. 2. threa-PACEUOH)CH MeN Hy - | 
ACh, m. 169-70°; free base (in UG-7% yleld from the HCI~: 


gestation of PhC(: NOU )Ac over, Raney Ni pave 53%, ersthre - 


PRCH(NH,)CHMcOH (XVIMM),: mi. 85°. Heating 2.2 g. : 
PhCHACNH}.HCI with 2.4 g.:XVI in:d0 ml. PhMe 4-6 


CHMcOM (XX), m. 154-6%. The sume'chm nd. was prep. | 
by the Meerwein-Ponnrlor? redaiction of SEC in a yield of * 
88°; 6.69 of XU, m. 125°, was isolated!as a by-product. 


sis gave 62% of the HC# salt af ikreo-PRCIK NH COC : 
NO-P)YCH MeOH (XX1), m, 207-893 free daze EXT, m1. 153-49, . 
gave 657i threo-PACHNH:)CUMecOM, | 
m.90.6-1.5°. The erythro-confighration of XVULT was proved H ; a2 
by prepg. PECH( CH McOH)N Mes], mi 478° (yield 66%) ie gat pee 
and by trinsforming it ta M1Va.° Hydebgénation of 10.5 | he ie 
g- of XVAHICI in 300 ml. 0090 THOH offer, 2g: PtO, in © : 2 
the presence of 0.3 ml. 999. ELOH. satay at 0° with HCL: : oe 
(room témp:, normal pressure} gave Bigs: erythro-Colly- + : : 

CHOOH)CHMGN Hs. om. 82-28: (XX). AXWL and XVI" 
gave 53% erythra~ Cll CH ON ICH MANE COCH NOrp) 
nt. TBS-1° (froin 75% EtOH). ; Similarly was prepd., by 
hydrogenating the /hrea-PELCH (QU )CHMeNH.HCI, threo: : 
Cay CH(OHICH MeNHe (yighl’ 48}, ‘ms. BI? (from. | ; : 
petr. ether). Nitrebenzoylation Rave sth of a enide i A 
compd. contg. di-p-nitrobenzoyl deriv.’ It was treated me : 
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TR] Se Henk a: : oie the idk 
with 200 wh, $00 HCbin ELOLES days, the mone syd dderiy.§ 
waa this trangformed fo the HC} ule, which githbed 3 
O6% threw Ugly CH(QUICH MEN E CUCHLAG eB (RAL, 
me 120-19 (from 50% LiOH). The same compd., was: 
prep. by beating XIU with concd. HCL by way of its HICH. 
Sgalt, im. BOIL? (froin RrOH-FtO). The reaction of the: 
E p-nitrobenzoyl derivs. of the amino alcohols was curried out 
“hy dissolving the compa, ina min. iit. of SOC (1-2 mi.’ 
sper bg. of the campd.} at 18-5", by treating thre xt. 
after a certain time with ice and AcOEt, by evaps. the 
AcOWt ext.. and by crysty, the residue, conty. 10 -15% of the : 
HICH sult of the O-acyl deriv. ‘Thus were prepd. the following | 
(starting acyl deriv. Gime of action of SOCI: (in roin.), the 
product, mip. yield, and the yield of the compurative | 
compa. prepd. by heating on the steum-bath equimol.- 
ants. of the amine alcohol and Et p-nitrobenzimidate given):* 
LL YL, 77-87, 78%, GEC; VIL, 1, XL, 125%, Ty BSG; 
VIEL, 0, XO, b2b-2°, Age, 506.5 TX, wo, XII, 133-14", 
BUcL, TOS; X, 240, XIV, 124-5°, 07%, 72¢4. Dissolving 
15 g. IV in San, SOCh, deeompg. the asixt, after t min. 
With ive, estg. With Celle gave aes V, 1Z8-9° (from Cals). 
‘fhe mother Jiquers contained 30% VI, m. 915? (from “~ 
HQ). fa mother expt, the residue after the evapi. of 
| Calig from thy ext. (2.55 gy.) was refluxed 6 Ars. with SO mi. 
Cand ant. SA HCL, tbe sulu, evape. ta dryness, the residue 
ext, with hat Cuil, gave O.2 gy. erylizu- and three-antides, 
cand nndissotved 2.08 g. of dhe threa- and erythro-PUCH- 
(OCC NOe PCH ALN TE HCL whieh were transformed by 
Saeyh migration ta 1d g. Ean. 2S0 20° (from EeOU),. and 
Wat ML. ersltro-PRCH(OC CHL NO- PCH VsNH HCL, 
me, DAG, wits obtaincd ina 9%, yield by treating, boamin. 
vis isomer (XXIV) of Il with SUCH, deounips the mixt.* 
with ive and esta. With AcOKt, SUCG uf KXLV was recove, 
cred, m. DIOOEY. ‘Yransfoumation of the >-oxacobines to p- 
chloruacy] wuriles: wars tlfceted by passing acy HCL into a. 

* cooked: dioxane suspension of te wsazveline, by heating the 


fet Spo UDA ima Bec ies eS 
Pee Ae CO Me ash Te Mee Se Os ota Re 


ie} 
: ity. 
p 4G min, at 19) aI : 
Hin instead of daokane 
following $-cldofoac Al. 
i nap. (front CHE), 


‘ 


140°, 
CE is eS, recovered: 
100% utter th 7 ELOQH. IV... Res, 
action of 2-oxazol acid. New: syay 
theses of vic-amino thiols.” 3 da, Jit Bichétr.: 
Jit Farka’, and Mutidena Merkova. Chem. Listy 49). 
ax oe my. Comniuns. 20) 14263. 
mnerié Hokazilines of tlic eeral 
ROO cart with AcSH (od give - 
ras ear sy : 


1551-62; Collection itesloo. 


*38( 1955 )(in Eeglish)} 
formula RCH. CHR! 
y ogee oe 
RCH(SAc)CHRIN } Thi teactivun is not wqtherad 
and fails with certain derivs. Tae Z-oxagolines having PG 
jn position 5 show aerent renctivity for the trans iad 6a) | 
isomers, the latter beinj} much. Tass reactive. cis-2-Phenyl- 
§,S-trimethylene-2-oxeipline ay aminvevelopentaael) - 
gave nurmal SeacelyeN-bewcagb-eised-uminec yelopentanethidl - 
(UW), wheres the oxadblines der id from cise antl (rans | 
aminocy¢lohesanal, e+ gan frp aphenyl-#,d-labrentetleyt 
*ene-2-vxuzolines (HI, TY) teuctexk with AcSH differeatly aud; 
gave N-acetyl-c-thionodenzayt-ct : Cand trants-j2-ce nn nceyls § 
fexanat (V, VI) which -iwere tran ned by meus af Ags. 


O VFH bs 


vatd ie PR rr Laat ' : 
ay Hd HicR! GATHER at 
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- ae 
Tat Speen. 
to -cis- and’ Irans-benzoy! analogs (VII, VIED} ow yand ¥. 
The eis deriv. MI gave the normal product Saacetye N=: 
sbensoyl-cis-2-aminucyclohexancthink (IX) in addn. to ¥;) 
f i The different behavior is explained by, different distortion’ 
_ tof the normal cyclic conformations by the annelation with 
the S-membered oxazoline ring. This annelution makes 
the C—O bond almost inaccessible in the case of Iv. The 
.diacylaminoe thiols which could not be prepd. by the above 
procedure from the oxazolines were prepd. by the reaction 
of AcSH with cthylencimines- During the prepn. of 
- oxazolines from the Amino alcoliols by the reaction witb Et, 
“benzimidate, the ¢hrea cpimers showed much smoother” 
‘ reaction course thal the erylhro derivs. The 2-oxazolines 
" were prepd. as follows: 0.01 mole of the amino alcohol was- 
; refluxed with O.G1L mole of Et benzinidate 4-& hra. on 
ithe steam-hath (in sore cases 5-8 hrs. at 120-20°), the 
Saimrencted imidate was distd, off, and the residue Was 
seryste. oF subjected to chromatography or distal. (method 
* A). crythro-PhCH(OH JCHPLNBz (4.95 g.) was added to 
concd. HeSO, (20 mil.), the mixt. was allowed to stand tt 
min. at roam temp. mixed with ice, the mixt. neutral- 
‘Ged with 305 NaOH, and the product extd. with Et,0: 
~and Cele to give 3.02 g. of the frans-oxazoline (method B).4 
‘The soln. of 0.01 mole amino alcohul in 10 ml. CHCl; was 
mixed with 0.01 mole MeC(OEt): NH-HCI in 10 ml. CHC!" 
the mixt. was heated 30 min. on the steam-bati, 40 imi. 
Et,O was added, the NHiCt removed, and the sola. evapd, 
- to dryness (method C). Thus were prepa. the following 
: RCH.CHR'N: CR’.O (X), (RB, BYR’, method of prepn., 


Te gan eer mermne ne Ba et acti 


ylelds in %, ‘and m ivésn): 
Gtk . ps. given): cfs fe ¥ Pe, Me 
i danoe nh hee Ph, Ph, A, B8.1-8D.1%4, Mae ind ies 
B25? (erunt Crom pel, ether): irdissPh Pit, Pn Boa, 
BEB rome pete. et), 03-4" (front MeOH) (dimerphous). 
es 20 i 5 c, 67, Beas! LBOE1 9s tra4e-[t phous); 
Wi" (front EOtDs te eee Hu coat, Me, Cra 
4} eee 3 A Ne Ai] Cl az 
ee eqn erences piety CORE, Nes ee ae 
3° cis-CaH, Me. Ph)! &. Of SI" Cron, o 


Pee bine Sie Me, Phy A,:91, by E28"; fs 
Phy Pili Ay 00, boss 149°. The oxazole (DOL sols} 
ae cae ml. AcSH, the solit. was licated ere 
tacue, Cll, riseiied ol Fatima ae fs sh i ey 2 
es 3 edand again evap. (R, Bans nx 
tow (i hes) and sep, of hen lel ine and tp || 
nee NHC are riven}: 3 Me, Phy! 
Fy 100) 2%, 180-0" rom EERO): atanteeae ae 
’ ut 20°, 79%; ¢is-Ph “soo Grant ino DOH)? Bante, 4 hess! 
isa-PrOW ot Cte); hoes 4.1002. 892,169" (rom! 
4 ’ 


s 


fron Cana Ph, PhP. 2, LOOf, (505, 205°! 
(from Celia)s’ sume, 12 brs., 27, [7942 tray ten Boyt! 
Wied Y 


1 72%, 96-87 (Trom ise-t? - phe 
COSH, 2, {aq°." rom iso-PrOH); ‘sanie, © a —_” 
‘trans-Bh, ‘COME PaCH(SCOCUG, ICH CosBnNHCOPhy aca 
-petr. ether); frat Tey 0.5, 100°, 9280, 97-8 (fro SH . 
139-40° (irate CHE pee chee eg 1 100", 3 
TOD. ALS rage PELE cher); trdus-Ph, Ph, Me, a 
jigse i cis-GeHn, Me} Bee see 
HOOT ee ether); cis-AMe, PE Oe 3. ae ae ae | 

| (ftom iso-PrOH). Refluxing 9 ¢ vf ee . 

pea ne pie Ua Ny mm. “1 ot >. 2 : § 


epee ‘4 


’ 


APPROVED FOR RELEASE: 


03/14/2001 CIA-RDP86-00513R001550420009-5" 


"APPROVED FOR RELEASE: 03/14/2001 


BARDS EGS LORS ES Rs TELAT EGU KASH RH ETE EAI RSH NP EEee IN EMANE TEINS aretrain ee pein rnararmene meen marr 


— eg 


MICHEN 


AcSH 1 hr. on the steam-bath gave 7.2 ¢g. U, m. 136-7° 
(from CH). Refluxing trans-N-beazoyl-S-acetylamina- 
eyclopentanethiol (1.32 g.) in 50 mi. ErOll S trs, with 3 go 
AlGiso-PrO);, eating the mixt. with 200 mi. 3°% tartaric’ 
acid, and extg. the product with AcOEt gave 0.77 g. trans- 
N-benzoyl-2-eminocyclopentancthicl, m. 126-8°. Heating 
-9.6 g. IV with 9.6 ml. AcSH 2 hrs. on the steam-bath yielded - 
6.85 g. VI, m. 159-0°. Heating 1.5 g. Vi in a mixt. of} 
‘dioxane and water 1:1 with 4.5 g. Ag:O, 1.5 brs. on the. 
steam-bath, filtering the mixt., and evapg. the filtrare gave! 
, VUE, m. 120-1° (from ligroine). Heating 8.03 zg. TIE with; 
9 ml. AcSH 2 hrs. on the stearo-bath, distg. off the AcSH,: 
udding petr. ether, aud boiling the product with E1,0 gave 
sol. V, yellow necdles, m. 139-40° (from CeHe-petr. ether), 
and 1.73 g. sol. trens-N-benzoyl-S-acelyl-2-aminocyclohexane- 
thiol, m. 146° ee iso-PrOH), trans-N-Acetyl-2-amino- 
cyclohexanol (XI), m. 124-5° (from AcOEt), was prepd. 
by passing 10 min. CHy:CO into a soln. of 1.15 g. frans-2-- 
aminocyelohexanol in 30 ml, H:O, by allowing the mixt. to: 
stand 3 lrs., by evapg. the mixt., and crystz. the residue 
from AcOEt. Xland BzCl gaye trans-N-acets!-O-bencoyl-2- } 
aminocyclohexenol, m. 120-1° (contrary to the literature), | 
Adding 1.2 ml. BzCl in 10 ml. Et:O to a cooled soln. of 1 g.! 
‘eyclohexenimine (XIL) in 20 ml. Et,O and 25 mi. 20% NaOH, H 
sepg. the Et,O layer, and evapg. ‘the solvent gave 1.5 g. 
_ N-benzoyleyclohexenimine (XID), m. 77-8° (from CyHe-petr. ! 
tether). Mixing 0.3 g. XI with 6.6 nd. AcSH gave 
'O.34 g. trans-N-benzoyl-S-acetyl-2-aminocyclohexanethiol, me 
144-5° (from CgHe-petr. ether). Treating a soln. of 1 ge! 
XIE in 3 onl. Cyl with 24 ml. AcSHE in 3 ml. CyHe andi 
evapy. the sulvent give 0.3 g. trans-Neacety}-2-uininecyela-. 
hexanethiol, nm, (20-2? (from ag. EVO), Heating a 2. af 
1.8 og. cts-2,3-diphenylethylenimine in 3 ml. AcSH 4 Ars.! 
on the steam-bath, disty, the excess AcSH in vucuo, and 
Srystg. the residue from aq. EvOU gave 0.9 g. threo-Ph CHW 
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(S4e)CHPRNH Ac, 140-1". V0 Syathegis and contigurs 
tion of beth racemic @-phenyloystelnes.-” fit Sicher, Miro: i 
Slay Svolioda, and Jiti Farkad. Chen, Ldsty 49, 1363-74; * 
Collection. Coechoslov. Chens.- Communs.-20, F489-51{ 1955) | 
‘(in English).—Contrary to AcSH, CHCICOSH adds ta. | 
PACH: C\COvEt)NHBz (1) and: -O;NCoH CH: C(COMEL 
“NH Bz (II) and. gives threa-PACH(SCOCHCL)CH(COLEL)= | 
NHBzs (YE) and .threo-p-O,N Gli, CH SCOCH Ch) CH( CO ‘ 
EN) NHBs, (1V), resp. Hydrolysis cf OI gavii threo-PACH- i 
(SH) CH(COsER)NHBs (¥), the atetylatioan of which yielded: ¢ - 
threo-PhCH(SAc)CH( COHN (VD). | Acidic hydrolyd |. 
sis of Vinnd its erythro-vpimed, iad ae ety ab pee : i 
A(COEt)NHBz (VII) (see part EL above} give frant-2,54 | i 
diphenyl-t-carboxy-2-thiazoline :(YIN) anit FICE salt f. :- : 
threo-PRCH( SH}CH{( COsH) NH: (1%). ‘The: same result. 
-was obtained by thé hydrolysis of cfs- and tans-cth yl ester 
(X, XD) of VIET. 1 was also obtained from PHCH(OEt):-) - 
NH and HCl salts of IX) and erythrd-PRCH(SHICH-; | 
“(COSHDNH (MHD). The action cf HCI in EtOH traus-! 
formed — erythro-PHCH(SAc)CH(CKOLEt)NHAS (XH) to. :° 
serythra-PhCH(SH )CH( COsEt)NER HC} CXIV) and to 2. ° 
imethyl-t-corbethoxy-5-phanyl-2-thajsoline (XV). ydroly-: | 
‘sis of XIV, KULHCI, or X¥ gaye IR.HC1.. XI js thus a 
‘a convenient matesial for the prepn. of :Soth mcemic fp. |! 
iphenyleystemtes IX" and! XIE" Heating {3,3:'g. :2-phenyl-: | 
5-p-nitrobenzylideneoxazolidone in 100 mi EtOH and 5 me: 
‘coned. H;§Q, 2 brs. on the stenam-bath pave 12.3 -g. 

II, m. 165-@%. Heating o mixt.'of CHCCOSH (25 mt.). / 
with 34 2, 15 bra. on the steam-bath, adding EuQ after. ; : 
‘cooling, and erystg. the white crystals frein/EEOH gave 24.5 - i 
-g- THE, wn. 128-31. Sismibarly Ebyiekded 3747, VY, mn. 142-32, : 
Kelluxing 2.2 g. UIE with fg. lis ErOuAl in ig yal. LOW 

‘4 hes., evapg. the suln. to dryne treating thd residue with: i 
1150 tactaric acid, and ettg. thic st. prédvet with Eid! | : 
gave 1.2 yg. V, om. 125-6° (Tress. ds PeP EP. Bhmilarly 7 


<= 
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TiRi = SicHeR | 
erythro-PhCH(SCOCHEL JCH(CO.Et)NHie gave V 
V17-10°, quantitativey, Voanud ; i i 


yt 


: ith 35 ml: 10% 1 che steam-bath gave 
tae eae the XULHeI, jn. 89-100": solidifying and mm. | 
‘again at 178-80? (from HQ), 184-54 (ftom iso-F Sy ala a 
as PhCIE: INCSPh 3 am “dite * ‘ ether), Heating 2.5 g. XV. with Ml tal 10 sehen EtOH- 
as PCH: C(COQNCSPh by Cur jeand Gacenko (Cl. 42). “the steam-bath gave 1 g. IKHCI, 4-5? (fr nee ae 
2168¢); Na sult of VII, m. 262°, obtained by NaOk in < Et,O0). Similar hydrolys mee A cle Lbs gE... 
OOH from X and XI: bicrate of VIM, m. 165-7° (from iso- mg. of the HCI salts of FX.ind X20, ape team-bath under { 
PrOW); £/C1 salt of VIII, in, 162-7" (Irom iso-PrOH ee), PEPE willy 2) tls 2 AOE U0 mabe Oh tos ae dhe | 
Adding PhC(OEt): NH (6.33 zg.) toa soln. of 0.47 g. HCI salt 
of IX under N, dilg. the mixt. after 24 hrs. with HO, evapg. 
in vacuo, dissolving the residue in Et:0-CgHy mixt. 1:1, 
wishing the soln. with 1% HCI, evapg. the soln., and crystg. 
Qe residue from CgHy gave YIU. = The same compd. was ob- 
tained from XI. Heating 1.65 g. V with 35 inl. 10% HCL5 
“hrs. on the steam-bath and extg, the mixt. with Et,0 gave 
0.35 g. VUE, and from the aq. layer 0.17 g. IX.HCI, m, 198- . : V, .resp. 
9° (from EtQH-petr. ether). Similarly Vik gave 385% VI ith Ae. oO in. pyridine to ‘give | 
and EX.HCI. Heating 28.33 g. VIII 10 hrs. on the steam- : NiWAa,}10)-105.5° (from Cabs 3! 
bath with 700 ml. 10% HCl guve 6.5 g. VULECUE Ks XUV gave 55.7% XIE 
extn, B2OH (0.9 g.), 2.1 g. recovered VIL, ; ny; - pety. ether}. § Rene hie PLCH/SHICH(CO,. a 
of the aq. layer 7.1 g. of IX.HCH, m. 10S: aitich was a us° (from Celle-petr. 5 “a tire-PACH( S82) CH- : 
ptransfonned by esterification and benzoylation to direa- QE, resp. VE 
PRCH(SB2)CH(COEt)NHB:, m. ASL. Heating a: sus- Seuration of 1- : 
pension of 13.25 g. PROH:C.CO.S.CPii:N iti 200 ml. EtOH : hedrelysis of cis- and trare 
Z *Mirgslav Sboboda and Titi hipher.. 


hae ee 
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English}.--The ¥ 
PhCH: CHMe (i) 2 
$ cis- (1H) and trans-i 
’ epimers and are no, 
cally homogeneou 
aomlxt. with pr 
whereas I yieldest 
CH MeOH (VI). 
fTLand Ly. 


wa stirring 

tand t& 
ty stand 16 veshet 
2 Efe ¥ 


ef 


ug the sain. with 
tmixt. 1 hr, on the ste: 
HSO, in 90 mf, H.O, extg 
ing the residue after the evapn. a: 
celution £.3 g. of an cil sot further identifi 
Et,0 0.25 g. V, m. 85-8°, ana by MOH siv 
m. §0-82°. Similar results were obtained by aby 


: 


& 
the intermediate half-formute with NaQH. J (by di-2°, a43 | 

99) (6.9 g.) and « mixt. of 31.5 g. HCOsH and §.66 ml. 
88.5% H,O. gave in the above manner a smallamt. of impure 
VV and 2.45 g. crude VE, m. 38~2°. HE was antaine: 


2 


ik etn an ING 
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tf alarographic determination of ratp of periodate oxidatioi 
‘Yof epimeric opea-chain 1,2-plycols.f P, Zt » J. Sich 
BG! 


‘ YZ, Krupiska, ond MG Siobate (Coach, eid, Scie P it 

: ; aura 178, 1407-5(TISU).— the rates of fission of a sezien 
of stereofsomeric yairs of opea-chain disecondary glycols by: 
ge ae periodic-acid- are: detd. polarographically. The specie -- 
a ee’ Qad-order rate consts. (1. mole? see.—') for the. isomeric.” 


* pairs (given in the order thray, erythro) in 6 % 10~*AL KLO. 
. _and 6X1074f glycol aq: soln. at 25° are as follows: : 1 ; 
a : é ane eal ees phenyJpropane-1,2-diol, 0.2, 3.7; ' butane-2,3-diol, 8.8, "1 
: sre eee 8; hexane-3,4-diol, 8.8, 4.4; octane+,Fdiol, 5.4, 4: 
ob Brig” Seoeiete, |. beyelohexyipropane-1,2-dlol, 5.6, 4.5; -J-phenylpropane 

bo 4. $diol WO.L, 2.6; . 1-(p-methoxyphenyl)propane1!2-diol, 
9.8, 6.2; Lephenylbutane-t,2+diol; (6.2, 4.85, P-pheayl 
methylbutane-1,2-dio], 11.6, 3.7; | f,2-diphenytet i ie 


diol, 14.2, 8.30 / The effect of acid and. base catalyse (qa 
HNO), HOAc, NaGiAc, NaH, PO,, and ‘NasHPO) am th 
The effet! 


ee 


rate of reactiou for the two pairs is also given. 
of mol. structure on the rate consts. are discussed, 
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> OzechosLovakie G-1 
Or, ante Chamistry, Thenretionl Organics 
Ny ehyer 
Snemictr, 19286 


Raf, cnur,-~uhindya No, 5, 1969 
> Dmen, Fe3 Sicher, J} Krupicka, J.3 Svoboda, M. 
ee 
tereochemical Studies. VII. Pericdate Oxidation 
og LDiastereoiscmeric Dicls of the Type R.CH(OH) 
CH(OH).R'. 
» Gollect. ezechosl. chem. commun., 1958, 23, 
No 7, 1237-1251 


: See RZhKhim, 19598, 43207. 


ae 
sa eeeemaryentenr reat th re RACE 
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Necrbuysserius yety oT ss 
W-tritylserine (III), Lateihys © 
imine (IV), which on reaction wi 


carbomethosyethylene- 
WH20H.HCL gives 
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CZECHOSLOVAKIA / Organic Chemistry. Naturally Necurring Substances 
and their Synthetic Analogs. G-3 


Abs Jour: Referat Zhur-Khimiya, ilo 4, 1953, u1h57. 


hydrcamic acid (V); the latter adds HCL with the form- 
tion of the hydrochloride of X, -amino- ‘J -chloropropichy= 
droxaric acid (VI); strongly basic anion exchange re- 
gins cyclize VI to I. For comparison purposes h-benzyl- 
amine~ (IX) and 4 -benzhydrylaminoisooxazolidone-3 (X) 
were synthesized fren l]-benzyl-2-carbomethoxyethyleneimine 
(VII) and N-penzhydry1-2-carbomethoxyethyleneimire (VIII) 
by the same method. 1-benzylethyleneimine-2-carbchy- 
droxamic acid (XI) is synthesized by refluxing 87.5 gms_ 
of the methyl ester of 1, 2-dibromopropionic acid [ sic_/ 
in 550 ml C6H6 for 3 hrs with 71.4 gms triethylamine and 
38.2 gms benzylamine, shaking the mixture with water for 
12 hrs and allowing the mixture to stand with VIT /TH: 
meaning appears garoled/ for 48 hrs, obtained by eva- 


Card. : Afric 
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Abs Jour: Referat grur-Khimiya, we 4, 1958, 11457. 


porating the benzene solution with cold (5°) bydrexyl- 
amine (p-spared from 49.6 gms of the hydzockloride OF, 
nydroxylemine ia 250 mL CH30H and 24.9 ers Na in = = 
CH30H) in 50 mi CH,04, follewed by evaporation to 20 

at 20. XI is isotated by dilution with water oe neu- 
tralization with CH,COCH, yield 73-5:, ™ 154-155 cai 
99% alconol). For proof cf structure 0.3 gm XI is hy a 
genated over 0.2 gm PLCs in 10 mL CH30C and the produc 

is refluxed for 3 hrs with 5m (1: 1) ECL (acid); peper 
chvomatozraphy using the system phenol-water-Nig has es- 
tablished the presence of alanine (XII) and . tee 

(7 : 3) in the reaction mixture. Dry HCL gas is passec 
for 30 min at 6° into 2 gs I in 200 ml benzene, follcwec 
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0.5 liter CH302 with 12.5 @ms NagC03 in L liter water, 
allowing to stand h days, and acidifying with 50 ml “ 
@x3gooH in 2C0 ml alcohol; the yleld ts 13) 1} 139-141 
(decomp; frem CH50E) - Hydrogenation and hydrolysis of 
the latter preauct give serine. The hydrogenavion of 
0.03 mow & Gn icO ml alcohol and 1 mi CH3COCH over 
the amide of Ne 
alcchol). A mixture 
and 2.5 ml mesyl chic- 


and CHC13; It 
penzene-alconol) 0.Cl mol IT Loxat 
with iH 20H (prepared frem 14 gms NHp04.5C1 in 1CO ml abs 


2 TAS 
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CH,0H and S.9 gms Na in 80 ml CHA0K); after 3 days 
the reaction mixture is diluted with 100 ml water, 
and neutralized with CZ3C0CH; further diluticn re- 
sults in the formation of a precipitate (33 gms) 
of i-tritylserinehydrcxamic acid, mp 109° (CH30H); 
the product contains 1 melecule of combined Ca30H. 
A mixture of 0.02 mol III, 2 mb Ces, 1 ml CH3CH, 
and 2.5 gms i-ethylpiperidine is refluxed 8 hrs, 
diluted with 15 ml CHCl, washed with water, and 
evaporated; the yield of Iv is 0%, mp 130-131° 
(from benzene-cyelohexane ) « Cr standing for 3 days 
a mixture of 9.16 mol Iv in 100 ml dioxane and 
25.2 gas MH o0H.HC1 and 12.4 gms Na in 150 mL CH30H 
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Author : Zunan Petr, jicher Jiri, Krupicka Josef, Svoboda 
Miroslav. 

Inst 

Title : Stereochenical Studies. VII. Oxidation of Dinstereo- 
Sgoneric Diols of RCH(OH)CH(OH)R' Type with Pericdate. 


Orig Pub; Chem. listy, 1957, 51, No 6, 1068-1081. 


Abstract: Polarographic study (see Communication VI, RZhKhin, 
1956, 78180) of the rate of oxidation of nine pairs 
of acyclic diols of RCH(OH)CHCHR' type with periodate 
at different pH (2-7-9) and diol concentration 
(6.10 -9. 10-+ M). Investigated were 
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and frass-2-{ penlecobenzasiile oyclingitadesaeor wr 1B AE ? 
“(3208 }. apie rer of a2 y. sto ” mi, CHiN 
Te ry hates XL Synthesis of ate and” kept with 16 g. Me at 0° overnight, the smixt. dild,. Ra 
v Gtareoshersicet. studiet sad Daclencrclepontadec’s with ice H,O, the eryatats filtered off, washed, and dried gives) 
Grol “arose Ich, and Jit Sichee 28.6 g, cis-2- benzaniidocyclotetredecy! methancsulfonate 


a ° 
, “hem. 1h IV), m. 148-0° (AcOEt), Similarly are obtained: 07% 
ft eskoslov, akad, a ee) ee soln, of 100 rong-2 benzamidocyelotetradecyl we nesulfonate, m, 120- 


te cyclotetradecanol-2-one oxime in 1 1. EtOH over Adams. 80°; 100% cis-2-benramidocyclopentadecyl methanesuifo- 
cuts es 21.88 g. cis-2-aminocyclotetradecanol (1), m._ nate, m. 120-1°, and 91.6% trans-2-benzamidocyclopenta- 
'320-1° (CyHy, AcOEt, EtOH); HC! salt, m. . ‘decyl methanesulfonate, m. 107-8°. Heating 30 bra. a 
|(BtOH- ,0), Bolling 18 brs. a soln. of 18.0 g. trans-2- soin. of 26.0 g, crude IV and 20 g. auhyd. AcOK in 1500 ml. 


1-4,B-dodecamethylene-Atoxazoline lf 260 ml. StOH BtOH to 05° in a glassantociave diste. the EtOH antestg, 
Prony mi. coned. HOI gives 12.2 i trans-2-aminocycio-. the product with BuO ‘i jatg. the andextg 


. ives 19.06 g. érans-2-pheny!l-4,5- 
tetradecanol (11), m. 108-6° (petr. ether); HCt salt, m.: ‘dodecamethylene-Atoxzazoline, beso 190-200", m, 62-3° 


“818-16 (EtOH-Et,0). Similarly is obtained eis-2-amino~ ‘(petr. ether); picrate, m. 180-60° (BtOH), Analogously 
icyclopentadecanol, m. 89-90° (petr. ether, oa HCl, :are obtained: 72% cis-2-phenyl-4,5lodecamethylene-a® =. 
igalt, m. 220-2.5° Neprt tae + brans-2-A ak oxazoline, m. 05-6° (petr. ether) (plcrnte, m. 160-1° (Et- 0" 
‘ tadecanol, obtained {n 82% yield from frans-2-pheny ane - 'OH)J]; 95.4% trans-2-phenyl-$,6-tridecamethylene-A'-oxg- 
‘decamethylene-A*oxazoline, m. 93-3.5 eae er) ;zoline, bess 180-90°, m. 47-8° fren, ether) {picrate, m. 
HCI salt, m. 192-3° (EtOH-Et,0). Adding 16.0 Sat "149-50° (MeOH), and 91.6% ¢f3-2-phenyl-4,6-trideca- 
tin 250 mi. HiO to a soln, of 18,2 g. I in 500 mil. astd: imethylene-Atoxazoline, bes 105-202°, m. 68.6-0° (petr. 
‘then 14.6 g. BzeCl portionwise with stirring and cooling ether); picrate, m. 196,5-7° (MeOH). When the Nacyi 
gives 25.7 g. cis-2-benzamidocyclotetradecanol (III), m. iderivs. of the above aminoc ols are subjected to acyl- 
183-4° (EtOH). Similarly are obtained: 88.5% trans-2- ‘migration (N + O' by dissaiving 150 mg. of the compd. in 4 
benzamidocyclotetradecanol, m. 170-1 (EtOH); 90%. mi. dioxane satd. in the cold with HC1, the mixt. kept at 
\ ais-2-benzamidocyclopentadecanol, m. 142-2.5° (MeCO); ‘room temp. overnight, dild. with 5 ml. dry Et,O and al- 
183% _ trans-2-benzamidocyclopentadecanol, m. ah lowed to stand overnight, the soln. contg, the cis isomers 
‘(Me:CO-EtOH). Acylation according <> the method de- ; remains unchanged, whereas the trans isomers yield cryst. 
:scribed in C.A, 53, 1185g, yields cis-2-{ p-nitrobenzamido)- ‘HCI salts of the following compds:: . trazs-2-benzoyloxy- 
jeyelotetradecanol, m, 194.5-5.0 ety) brans-2-{ p-nitro- ‘eyclotetradecylamine, m. 171-3°, trazs-2-(p-nitrobenzoyi- 
‘ benzamido)cyclotetradecanol, m. 192-3 (EtOH), cts-2-{ p- . oxy)cyclotetradecylamine, m. 173-5°, trans-2-benzoyloxy- 
nitrobenzamido}cyclopentadecanol, m. 162.5-3.5° (EtOH), cyelopentadecylamine, m. 106.5-7°, and trens-2-(p-nitro- 

| beazoyloxy)cyclopentadecylamine, m, Saati Uchésicte : 

Ly. Ur 


Pe StS TRE OP i An TE ges 
peter! 2 Pe Dest Rr tite 


APPROVED FOR RELEASE: 03/14/2001 CIA-RDP86-00513R001550420009-5" 


"APPROVED FOR RELEASE: 03/14/2001 


Fear eS BT STE SETHE BEN 


SPS SER ER EH IE BE RUINS EIT StE 1 
FR ere ee RLS 


Saag 


are puma waren eee ees Owe 


eee ee ee 


“/Stereochemical studies. XVII. Dissociation constants 
of cyclohexanecarboxylic acids7and cyclohexylamines and 
conformational equllera: WT Tich¥, J. Jonas, and J._ 
Sicher (sl, akad. véd, Prague). Collectton ‘eechoslov. 
“Chem Communs. 24, 3434-41(1959); cf. C-A. 53, 211618.— 
The fest energy difference between the axial and equatorial 
form was found to be 1.6 + 0.3 keal. for the free, and 2.2 ss od 
0.3 keal. for the ionized carboxyl group in the following 
acids: eyclohexanecarboxylic (1), cis- and trans-4-methyl- 
cyclohexanecarboxylic (MI, TIL), cts-, and trans-3-tert-buty!- 
eyclohexanecarboxylic (Iv, V), and cise and jrans-4-terl- 
putylcyclohexanecarboxylic (VI, VII). The calcns. were 
made on the basis of measurements of che dissocn. consts. in 
80% Methyl Cellosolve using IV, V, VI, and VI as ‘axial 
and equatorial standards.’ Similar, though not so con- 
clusive, data were collected from cyclohexylamines: cyclo- 
chexy! (VII), ¢és- and frans-+-methyleyclohexyl (IX, X), 
and ¢is- and trans-4-tert-butylcyclohexyl (XI, XI) 
(CO; and CsHuMgBr, m. 9° ether at —50‘). 
Hydrogenation of p-MeCsH.COsH in ACOH (over PrO;) at: 
"45° and atm,' pressure afforded IL, bis 130.0°, m. 28~-0.5°. 
rpeMerC Cet Ac (76 g.) added with stirring at 60° to a 
NoOBr soln. prepd. fram 144g. NaOH and 970 g. Br in 1200 
ooo nee HSS For 
“unt, H,O, the temp. allowed to rise to 95°, kept at 98° for 
"QU min. the mixt. dild, with HO, extd. with Et,O, treated _, 
iwith SOs, aciditied with HCI, and the product filtered and 
te ‘erystd, gave 62 g. (80%) Me.CC.H.CO:H, m, 165-6 
Jj ‘(igroing). This fio g.) hydrogenated over PtO; in AcOH 


APPROVED FOR RELEASE: 03/14/2001 


gave d.2g. 
successively); 


of IX, m. 0 
Hydrolysis gave IX, b. 146-7°, np 
993-4° (EtOH-Me,CO); Bz deriv, mm. 13U-0,5° (tO8L). 
n 30 ml. concd. HsSO. and }oml. CHC, 
6° during 30 min, with 
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VI, m. 117.5-18° (from EtOH, CeHs, and AcOEt, 

Me ester (from VI and CH;N;) by 102-3°, 14? 
1.4557. Combined mother liquors from the crystn. of VI 
evapd. to dryness, dissolved in 60 mi. (CH,OH), refluxed soe 
7 hrs. with 20 g. KOH, the mist. dild. with 25) ml. HO, 20,5 Ale 
acidified with HCI, and the sepd. product crystd. from wut NB, 
CaH, gave 3.4 g. VIL, m. 175.6-6°. er 
p-ACNHCHuMe in 100 ml, AcOH aver 4 g. PrO, at 65", 
-distn. of the product ut 105-9° at Q.4 mm,, and crysts. 
(3 from cyclohexane, 
deriv. of X, m. 140.5-1°; 
X, b. 145-0°, n 
Me,CO); Bz deriv. m. 160-0.5° (aq. EtOH). 
mother liquors, after the crystn. of X, 2.5 g. Neavetyi deriv. 
8.5-9.5° (cyclohexane and Cakla) was obtaincil. 


VI (2.26 g.) 5 
treated at 40- 
‘stirring, heated 
the aq. layer extd. with 
liberated base extd. with [t:0, ‘and the ext. dried (MgSQs) 
and distd. gave 1.4 g- (73.7%) XI, ba 76-8°, 39 tA679; 
HCI salt m, 280-1° (H,O); Bz deriv. ta. 167-7,5° (RIOH). 
Similarly VI was converted ta 60.3% XH, by 77-89, ne 
1.4048; HCl salt m. 311-12° (EtOH); Bz deriv. m. 1ad- 
0.5° (Me,CO). The dissocn. consts. in BOS, Me cellnsolve 
at 20° (pK,’) for I through XII were: 
7.06, 7.91, 7-43, 9.51, O44, 9.50, 0.24, 9.50. 
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Amine acids and peptides. XXVIII, Synthesis of threo- and erythro- 
alee, di amino-4-hydroxybutyric acid (y-aminothreonine and y~anino- 
allothreonine), In English. Coll.Cs.Chem, 24 no.11:3719-3729 W '59. 

‘ (ERAI 925) 
1, Department of Organic Synthesis, Institut of Chemistry, Czechos- 
lovak Academy of Science, Prague. 2. On leave of absence from the Medi- 
cal Academy, Krakow, Poland (for Eckstein). 

(Amino acids) (Peptides) (Allothrecnine) (Amino group) 
(Threonine ) 
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Stereochemical studies, XVIII, Synthesis and dissociation constants 
of cis~- and transcycloheptane 1,2—dicarboxylic acids, Coll ss chem 26 
no.1:262-275 Ja '6l. (EEAI 10:9 


1, Institute of Organic Chemistry and Biochemistry, Czechoslovak 
Academy of Science, Prague. 


(Stereochemistry) (Cycloheptanedicarboxylic acid) 
(Cycloictanedis carboxylic acid, 
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SICHER, J,; SIPOS, F.; TICHY, M. 


Stereochemical studies, XIX, Conformational studies on the 2-amino- 
4-t~butylcyclohexanols; synthesis of the four stereoisomers. Coll 
Cz Chem 26 no.3:847-866 Mr ‘61. (EEAI 10:9) 


1, Institute of Organic Chemistry and Biochemistry, Czechoslovak 
Academy of Science, Prague. 


(Aminobutyl cyclohexanol) 
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MARES, F,; ROCEK, J,; SICHER, J, 
The chromic acid oxidation of cycloparaffins; correlation between 
reactivity and thermochemical strain, and notes on reaction mechanism. 
Coll Cz Chem 26 no,9:2355-2369 ‘61. 


1, Institute of Organic Chemistry and Biochemistry, Czechoslovak 
Academy of Sciences, Prague. 


(Chromic acid) (Cycloalkanes) 
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Stereochemical researcn... B156/B101 
nowever, a8 ethanolysis of tus! oe of @-tert-butyl-2-methyl-cyclo- 
nexanol and certain prelimnin: -rations show, it has a higner 


value. @o 0.01 molzs cf the sore tre is henzamido-4-tert-butyicycia- 
negane) dissolved in 75 mi to. see 3.02 mole of freshly distililes 
metnane sulfonylchloride is .0. | ee the whole is held at O%C fer 
i ~ 12 hr and diluted with wit... sstals are filtered of", ana 
weaned in water and petrolen. : Poca percentage yields and meitino 


points, in °C, of tne gubsiat ls ned ares II 78, 93 - 94; i¥ 78, 
126.5 - 127 (from ethyt acetut- +; % "4, 135 - 134 (from ethyl acetate); 
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for tne production of IIi, aes 2" “IX, RZnKhim, 1962, abstract 12th), 
selting point 140 - 141°C. 20: ya of IY dissolved in 100 ml abscitte 
aiconol is heated with Ger 6 COU, for 70 hrs at 95°C; the 
nuSO,CH, is filtered off anu vn: -. a ,eohnol, the filtrate evaporaies 

ce - + 4 + fal ee 
an vacua, ana the residue sin 4 ether and an aqueous Na,CQ, suiu~ 
Lion; the ether extracts arv » «o:5er and dried. Of the oil 
separated, 1.05 g is ansiyars °. _rephically om neutral Al,0,- rae) 

7 

and 50 Ya, respectively, Gf J -.. ana 6-benzamido-4-tert-outyl-cyc. 


nexene-1 (VI and VIT), 5G par. _. gu-g-tert-butyl-ethoxy cyclohexane 
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Institute of Organic Chemistry and Biochemistry of the 
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Prague, Collection of Czechoslovak Chemical Communications, 
No 7, 1963, pp 1004- 


"Stereochemical Studies. XXVI. Determination of the Stereo- 
chemistry of Vicinal Dibromides by Polarographic 
Reduction." 
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Viktor). 
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Improving cossette quality by redesigning best slicer knives. 
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Quality criterion for cossettes with rectangular cross section. 
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